A commercial Brookhaven Instruments LLS spectrometer equipped with a solid-state laser operating at 532 nm was used for both SLS and DLS measurements. SLS experiments were performed at scattering angles between 30° and 90°, at 5° intervals. Time-resolved SLS measurements were performed at 90° scattering angle by continuously recording the scattered intensity from the sample solutions. DLS measurements were performed by means of a BI-9000AT multi-channel digital correlator. The field correlation function was analyzed by the constrained regularized CONTIN method to yield the hydrodynamic radius (R h ).
Ultrafiltration was performed using a filter membrane of a specific pore size and a Sorvall Biofuge centrifuge to separate the two blackberry species from one another in solution containing the two types of Keplerates. A sample solution of mixed blackberries was poured into an ultra filtration vial with a 100K-pore size membrane (the "100K" is the standard for protein solutions, suggesting that the proteins with molecular weight below 100K can pass through the pores. The inorganic clusters are different therefore their molecular weights are not directly related to the labeled cut-off molecular weight) and then rotated at a speed of 3500 rpm for 40 minutes. The upper layer is defined as Fraction A. The filtrate of the sample was then poured into an ultra filtration vial with a 50K-pore size membrane and rotated at 3500 rpm for 40 minutes. The same procedure was repeated with 30K, 10K and 3K-pore size membranes. All filtrates and mother liquors were analyzed by LLS. The smaller assemblies -corresponding to the peak at R h ~ 20-30 nm in DLS -are mostly present in the retentate after being filtered by a 30K-pore size membrane (Fraction B). The discrete Keplerates can easily pass through 10K-pore size membranes.
For the fluorescence experiments, a stock solution of 6.8 mM chlorotetracycline (CTC) in methanol was freshly prepared before the experiment. The {Mo 72 Cr 30 } blackberries encapsulating these CTC dyes were obtained following the procedure described in our previous publication related to the {Mo 72 Fe 30 } compound (S3). 0.3 mg/mL {Mo 72 Cr 30 } aqueous solutions containing 10 μM CTC were prepared, which were filtered through a Millipore 0.20-μm membrane filter and then kept at 40 °C for 2-3 weeks to allow the blackberry formation. Then, 0.1 mM CaCl 2 was added at room temperature and the evolution of the fluorescent intensity was monitored as a function of time.
A Cary500 Scan UV-Vis-NIR thermo-spectrophotometer was used to determine the UV/Vis spectra whereas the fluorescence spectra were recorded at room temperature on a Cary Eclipse fluorescence spectrophotometer. The excitation wavelength (λ exc ) used for CTC was 380 nm and all the fluorescence spectra were corrected for absorption phenomena. Fluorescence quantum yields (φ f ) were calculated using CTC alone as a standard.
ICP-MS studies were performed at Bodycote Testing group in Santa Fe Springs, CA on 
